Iminoboronate formation of lysine and homologues assessed via UV-vis spectroscopy. A) UV-vis spectra changes upon titrating the amino acids into a solution of 2-APBA. 2-APBA was used at 50 µM in 1x PBS buffer (pH 7.4). The stock solutions of the amino acids were prepared in 1X PBS buffer of pH 7.4 as well. B) Titration curves generated by plotting the absorption of 280 nm against the amino acid concentration. Curve fitting according to a hyperbolic equation gives the K d values.
The gradient used is: isocratic 5% CH 3 CN for 1 min, 5% to 90% CH 3 CN in 6 min, isocratic 90% CH 3 CN for 2 min, 90% CH 3 CN to 5% CH 3 CN in 1 min, then isocratic 5% CH 3 CN for 6 min.
Supplementary Table 1 . Mass-spec data confirming on the identity of the peptides used in this study. 1 H-NMR spectra of KL3 at pH 7.4 and pH 3. The upfield shift of the AB3 acetyl peak is highlighted with an orange arrow. Peak a represents DMSO used an internal standard. The peptide was prepared at 0.5 mM concentration in 1X PBS buffer (with 10% D 2 O) with pH tuned to specified values. The spectra were collected on a Varian 600 MHz NMR spectrometer with water suppression. 1 H-NMR spectra of KL4 at pH 7.4 and pH 3. The upfield shift of the AB3 acetyl peak is highlighted with an orange arrow. The small peak marked with an asterisk suggests that less than 10% of the peptide exists in linear forms at neutral pH. Peak a represents DMSO used an internal standard. The peptide was prepared at 0.5 mM concentration in 1X PBS buffer (with 10% D 2 O) with pH tuned to specified values. The spectra were collected on a Varian 600 MHz NMR spectrometer with water suppression. H-NMR (A) and mass-spec (B) data of KL5 before and after NaCNBH 3 reduction. The upfield shift of the AB3 acetyl peak as a result of reduction is highlighted with an orange arrow. Peak a originates from residual amount of CH 3 CN in the peptide sample. Peak b corresponds to the N-terminal acetyl group. Peak c and d correspond to the AB3 acetyl peak before and after reduction. The peptides were prepared at 0.5 mM concentration in 1X PBS buffer (with 10% D 2 O, pH 7.4). The spectra were collected on a Varian 500 MHz NMR spectrometer with water suppression. The NMR and mass-spec collectively showcase the clean reduction of the AB3-Dap cyclized peptide.
